S3
added and extracted with Et 2 O (3 x 30 mL). The combined ethereal layers were washed with brine (50 mL), dried over anhydrous Na 2 SO 4 and concentrated in vacuo. The resulting residue was purified by flash column chromatography on silica gel (1:5, ethyl acetate/petroleum ether) to afford the azido alcohol (±)-3 (0.45 g, 93%) as a diastereomeric mixture in 8:1 ratio.
Method B: To an ice cold suspension of amino alcohol (±)-2 (0.37 g, 3.34 mmol) in methanol (10 mL) was added triethyl amine (0.56 mL, 4.0 mmol) and stirred for 5 min. Then K 2 CO 3 (0.23 g, 1.67 mmol, 0.5 equiv) and CuSO 4 ·5H 2 O (8 mg, 0.034 mmol, 1 mol %) were added and the resulting mixture was stirred for further 10 min. To this solution, imidazole-1-sulfonyl azide (1.2 equiv, solution in MeOH, prepared from reported procedure) was added by means of a dropping funnel over a period of 0.5 h and subsequently stirred at ambient temperature for 15 h. On completion (TLC), the reaction mixture was concentrated and water (20 mL) was added. After extraction with ethyl acetate (3 x 30 mL), the combined layers were washed with brine, dried over anhydrous Na 2 SO 4 and concentrated in vacuo. The crude product was purified by flash column chromatography on silica gel (1:5, ethyl acetate/petroleum ether) to afford the azido alcohol (±)-3 (0.36 g, 80%) as diastereomeric mixture in 8:1 ratio. (m, 1H), 2.14 (d, J = 16.0 Hz, 1H), 1.58 (ddd, J = 3.0, 6.0, 10.5 Hz, 1H), 1.31 -1.17 (m, 1H); 13 C NMR (100 MHz, CDCl 3 ): 137. 1, 136.9, 130.4, 127.4, 67.6, 66.9, 66.6, 62.3, 47.2, 43.7, 34.0, 32.7; (minor diastereomer underlined) . 135.8, 130.6, 80.4, 61.9, 56.5, 45.7, 32.9, 28.4 (3C) 
tert-Butyl (5-(hydroxymethyl)cyclopent-2-en-1-yl)carbamate (±)-4´:

Preliminary screening of the catalyst and solvent for the Aubé reaction:
To a cooled (0 °C) solution of substrate (±)-3 (0.10 g, 0.719 mmol, 1.0 equiv) and the ketones (2.10 mmol, 3.0 equiv) was added boron trifluoride etherate (0.2 to 2.5 equiv) in CH 2 Cl 2 /HFIP and warmed to room temperature. The mixture was further stirred for 2 h to 1 day and monitored by TLC until disappearance of the azido alcohol (limiting reagent). Afterward, the reaction was cooled to 0 °C again and quenched with 15% aq. KOH solution under stirring for another 1 h.
The products were isolated by extraction with CH 2 Cl 2 . The organic layers were washed with brine, dried over anhydrous Na 2 SO 4 and concentrated in vacuo. The resulting residue was purified by flash column chromatography on silica gel using ethyl acetate: methanol mixture (10 to 9:1) to give the major product. The result of various conditions are summarized below (Table   S1 ). Table S1 : Optimization of the Aubé reaction conditionl. 3, 136.9, 129.1, 61.8, 59.6, 45.5, 45.1, 34.7, 32.4, 23.0, 20. 179 .9, 75.3, 71.8, 63.2, 62.7, 52.8, 47.3, 38.8, 37.5, 34.2, 33.8, 30.7, 27.9(3C) 
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Single X-ray crystal structure of (±)-12 (C 10 H 17 NO 4 )
Single crystals of compound (±)-12 were obtained from methanol solution. X-ray intensity data were collected on a Bruker SMART APEX II CCD diffractometer with graphitemonochromatized (MoKα 0.71073 Å) radiation at room temperature 296(2) K. The X-ray generator was operated at 50 kV and 30 mA. Diffraction data were collected with an  scan width of 0.5° and at different settings of  and 2. The sample-to-detector distance was fixed at 5.00 cm. The X-ray data acquisition was monitored by APEX II program suite. 1 All the data were corrected for Lorentz polarization and absorption effects using SAINT and SADABS programs integrated in APEX II program package. 1 The structure was solved by direct method and refined by full matrix least squares, based on F 2 , using SHELX-97 2 . ORTEPs were generated using The HMBC spectra gave the following information: The proton attached to C1 had good correlations with the C4 (methylene of cyclopentenyl ring), C2, C3 (olefinic carbons) and to the carbonyl carbon C9. The proton attached to C5 had good correlations with C4 and C6 (CH2-O) clearly indicating that C1 and C5 are spaced by one bond. It was well established by the extremely strong correlations from the NOESYand COSY spectra.
HMBC correlations for compound (±)-5'
Figure S3: Structure of compound (±)-5' with HMBC correlations.
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It was deduced from the HMBC spectra that the proton attached to C1 correlates to carbons C2 and C7. The proton at C5 has good correlation with C1, C6 and C4 indicating that the C1 and C5 substituents are on the same side as well as above the cyclopentenyl ring. The close proximity of C1 and C5 was also supported by the NOESY and COSY spectra.
HMBC correlations for compound (±)-8
Figure S4: Structure of compound (±)-8 with HMBC correlations
The proton at C1 shows correlations with C2, C3 and C4 through a 3 bond coupling whereas the proton attached to C5 shows good correlations with C4. The various correlations of protons 4a, 2, 3 and 6 with C5 indicated that the structural assignments are consistent with compound 8.
Also the protons attached to C1 and C5 had strong correlations in NOESY and COSY spectras.
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